; 1 H NMR (300 MHz, CD 3 CN) δ = 8. 17 -8.0 (m, 3H), 7.70 -7.55 (m, 3H), 7.52 -7.3 (m, 6H) , 5.1 (s, 6H), 4.25 (quart, J = 7.32 Hz, 6H), 1.35 (t, J = 7.32 Hz, 9H). 19 F{ 1 H} NMR (283 MHz, CD 3 CN): δ = -79.25 (s). 13 C{ 1 H} NMR (75.5 MHz, CD 3 CN): δ = 151.0 (s, C arom ), 134.6 (s, C arom ), 126.0 (s, C arom ), 125.8 (s, C arom ), 116.0 (s, C arom ), 112.3 (s, C arom ), 58.6 (s, CH 2 ), 40.6 (s, CH 2 ), 13.2 (s, CH 3 ). 3 : To a solution of SbFOTf 2 (0.2 mmol, 88 mg) in 4 mL of MeCN, BIMEt 3 (0.2 mmol, 100 mg) was added. To the light yellow solution an excess TMSOTf (0.5 mmol, 100 μL) was added. The solution was left to stir for 30 minutes. 19 F NMR spectroscopy showed no presence of remaining fluoride bound antimony. The mixture was filtered and the clear yellow solution was layered with 2 mL of diethyl ether and was placed in the freezer at -25 °C for 16 hours. Colourless blocks suitable for X-ray crystallography were isolated by decantation of the solvent. The mother liquor was concentrated and layered with 8 mL of ether to isolate another crop of microcrystalline product. C 33 H 33 F 9 N 7 O 9 S 3 Sb, Yield: 188 mg (89 %) MW = 1060.6 g/mol. MP = 204 °C (melt and dec.). EA [calc.]: C, 37.37; H, 3.14; N, 9.24. EA [found.]: C, 37.71; H, 3.34; N, 9.23 . 1 H NMR (300 MHz, CD 3 CN) δ = 8. 27 -8.17 (m, 3H), 7.75 -7.65 (m, 3H), 7.44 -7.55 (m, 6H) , 5.45 (s, 6H), 4.28 (quart, J = 7.34 Hz, 6H), 1.38 (t, J = 7.34 Hz, 9H). 19 F{ 1 H} NMR (283 MHz, CD 3 CN): δ = -79.25 (s). 13 C{ 1 H} NMR (75.5 MHz, CD 3 CN): δ = 151.0 (s, C arom ), 134.6 (s, C arom ), 126.0 (s, C arom ), 125.8 (s, C arom ), 116.0 (s, C arom ), 112.3 (s, C arom ), 58.6 (s, CH 2 ), 40.6 (s, CH 2 ), 13.2 (s, CH 3 ).
Synthesis of [Sb(BIMEt 3 )][OTf]

Synthesis of [PF 2 (BIMEt 3 )][OTf] 3 : To a solution of [P(BIMEt 3 )]
[OTf] 3 (0.1 mmol, 109 mg) in 3 mL of MeCN, XeF 2 (0.1 mmol, 17 mg) was added to yield a light yellow solution. After stirring for 30 minutes a colourless precipitate was formed, the reaction mixture was filtered and another equivalent of XeF 2 (0.1 mmol, 17 mg) was added, the mixture was layered with 4 mL of diethyl ether and was placed in the freezer for 16 hours to isolate 55 mg of colourless crystals. Total yield: 55 mg (53 %) of the composition C 33 H 33 F 11 N 7 O 9 PS 3 · MeCN. MW = 1048.9 g/mol, MP = 251 °C (dec.) EA [calc.]: C, 39.33; H, 3.30; N, 9.73 . EA [found.]: C, 39.38; H, 3.10; N, 9.63 . 1 H NMR (300 MHz, MeCNd3) δ = 8. 1H, CH arom ), CH arom , 2H), 2H, CH arom ), 3H, CH arom ), 6H, CH arom ), 6.45 (dd, J = 17.1, 20 .2 Hz, 2H, , CH 2 ), 6.01 (pseudo-t, J = 8.0 Hz, 4H, , CH 2 ), 4.55 (dq, J = 1.4, 7.4 Hz, 4H, , CH 2 ), 4.17 (q, J = 7.4 Hz, 2H, CH 2 ), 1.60 (t, J = 7.4 Hz, 6H, CH 3 ), 1.36 (t, J = 7.4 Hz, 3H, CH 3 ). 19 F{ 1 H} NMR (283 MHz, CD 3 CN): δ = -79.3 (s), -65.5 (dd, J PF = 849.7, J FF = 52.0), -33.9 (dd, J PF = 899.3, J FF = 52.0). 13 C{ 1 H} NMR (75.5 MHz CD 3 CN): δ = 144.0 (s, C arom ), 143.5 (s, C arom ), 134.7 (d, J = 9.2 Hz, C arom ), 134.1 (d, J = 7.0 Hz, C arom ) 128.6 (s, C arom ), 128.4 (s, C arom ), 128.1 (s, C arom ), 127.9 (s, C arom ), 115.0 (d, J = 9.2 Hz, C arom ), 114.2 (d, J = 7.6 Hz, C arom ), 114.1 (s, C arom ), 113.9 (s, C arom ), 60.5 (s, CH 2 ), 60.13 (s, CH 2 ), 42.7 (s, CH 2 ), 42.38 (s, CH 2 ), 12.97 (s, CH 3 ), 11.93 (s, CH 3 
Calculations Details
Structure optimization of [P(BIMMe 3 )] 3+ implies a significant electron donation from the tertiary amine into the P 3+ cation based on its geometry. The lone pair at nitrogen is best described as the HOMO-6 but shows only a weak interaction with the phosphorus centre. The HOMO of the tricationic phosphorus complex is exclusively located on the aromatic backbone of the benzoimidazole substituents and not on the phosphorus lone pair. The LUMO on the other hand is best described as a δ * -orbital for one of the nitrogen phosphorus bonds of the benzoimidazole unit, indicating the cleavage of the bond upon reaction with a nucleophile. Figure S1 : Optimized gas phase structures on the PBEPBE/6-311+G(d,p) level of theory for [P(BIMMe 3 )] 3+. Summary of Natural Population Analysis: Wiberg bond index matrix in the NAO basis: Coordinates of optimized structures in gas phase [BIMMe2P] 
HOMO -6 LUMO
Natural Population Natural --------------------------------------------- Atom No Charge Core Valence Rydberg Total -------------------------------------------------------------------- PAtom 1 2 3 4 5 6 7 8 9 ---------------------------------------------------------- 1. P
